1
H NMR and 13 C NMR spectra were recorded using Bruker Avance 300, 400 and 500 MHz spectrometers. Chemical shifts for 1 H NMR spectra are reported as δ in units of parts per million (ppm) downfield from SiMe 4 (δ 0.0) and relative to the signal of chloroform-d (δ 7.260, singlet). Multiplicities were given as: s (singlet); brs (broad singlet); d (doublet); t (triplet); q (quartet); dd (doublets of doublet); ddd (doublets of doublets of doublet); td (triplet of doublet); m (multiplets); ddt (doublet of doublet of triplet) and etc. Coupling constants are reported as a J value in Hz. Carbon nuclear magnetic resonance spectra ( 13 C NMR) are reported as δ in units of parts per million (ppm) downfield from SiMe 4 (δ 0.0) and relative to the signal of chloroform-d (δ 77.00, triplet).
II. General procedure for the direct olefination of phenol carbamate derivatives
The phenol carbamate (0.1 mmol, 1equiv), [RhCp * Cl 2 ] 2 (0.0025 mmol, 0.025 equiv), AgSbF 6 (0.01 mmol, 0.1 equiv), Cu(OAc) 2 and 1,2-dimethoxyethane (0.5 mL) were placed in a glass vial under air. Ethyl acrylate (0.2 mmol, 2 equiv) was then added and the reaction was heated to 110°C for 24 h. The reaction was then filtered and concentrated in vacuo to give a crude product that was purified by column chromatography. 36.7, 37.0, 60.5, 119.9, 122.2, 122.8, 124.0, 126.1, 127.1, 127.4, 127.9, 135.3, 138.1, 146.7, 154.3, 166.9 2, 36.6, 37.0, 60.6, 120.8, 126.2, 128.8, 129.2, 137.7, 148.7, 153.7, 166 36.5, 36.8, 60.5, 119.8, 123.4, 125.7, 127.2, 127.3, 131.0, 138.3, 150.1, 154.3, 166.8 3.20 (s, 3H), 4.25 (q, J=7.14, 2H), 6.42 (d, J=16.03, 1H), 7.13 (t, J=7.64 Hz, 1H), 7.24 (d, J=7.41 Hz, 1H), 7.46 (d, J=7.73, 1H), 7.77 (d, J=16.05, 1H) ppm; 13 C NMR (100 MHz, CDCl 3 ): δ 14. 3, 16.2, 36.5, 36.9, 60.4, 119.8, 124.9, 125.7, 128.0, 131.9, 132.7, 138.7, 148.8, 153.8, 166.9 3, 21.3, 36.5, 36.8, 60.4, 118.6, 123.8, 124.4, 126.7, 127.0, 138.3, 141.8, 150.0, 154.4, 167.0 3, 19.2, 19.9, 36.5, 36.8, 60.3, 118.4, 124.2, 124.4, 128.0, 134.1, 138.4, 140.5, 148.1, 154.6, 167 
S3

III. Spectroscopic data of products
S6
(100 MHz, CDCl 3 ): δ 14. 3, 14.3, 36.5, 37.0, 56.0, 60.3, 60.4, 108.9, 118.0, 118.2, 121.5, 123.2, 128.8, 134.3, 137.9, 150.1, 153.5, 160.9, 166.9, 167.5 : δ 14.3, 26.1, 26.9, 36.5, 36.9, 38.0, 60.4, 119.7, 124.6, 126.0, 128.2, 128.9, 139.0, 141.0, 147.8, 154.4, 166.9 22.0, 23.1, 25.5, 29.1, 36.4, 36.8, 60.4, 119.7, 125.4, 125.6, 127.3, 128.3, 131.0, 134.4, 138.8, 139.0, 147.4, 154.1, 166.9 28.9, 36.6, 36.9, 37.0, 37.0, 41.3, 60.3, 119.4, 125.6, 129.0, 130.1, 134.9, 139.4, 142.1, 147.0, 154.7, 166.9 36.4, 36.7, 55.2, 60.4, 113.5, 120.1, 126.0, 126.1, 128.8, 129.8, 130.1, 132.5, 136.2, 138.7, 147.5, 153.8, 159.0, 166.8 : δ 14.3, 36.1, 36.7, 60.6, 121.1, 121.2, 121.3, 121.3, 121.3, 121.4, 121.9, 124.6, 126.5, 128.0, 129.2, 129.5, 131.1, 131.4, 131.7, 131.9, 132.1, 133.5, 137.8, 139.5, 147.2, 153.2, 166.6 (E)-ethyl 3-(2-(dimethylcarbamoyloxy)-3'-nitrobiphenyl-3-yl) 36.3, 36.8, 60.6, 120.9, 122.4, 123.8, 126.4, 127.6, 129.3, 129.3, 132.0, 134.1, 135.1, 138.0, 139.1, 147.2, 148.0, 153.3, 166 .6 ppm; 36.5, 36.9, 60.5, 110.2, 120.4, 121.5, 126.1, 126.2, 127.6, 129.1, 130.9, 138.4, 140.2, 142.9, 147.2, 153.7, 166.7 (E)-ethyl 3-(3-chloro-2-(dimethylcarbamoyloxy)phenyl) 36.6, 37.0, 60.6, 121.2, 125.7, 126.5, 128.8, 130.3, 131.4, 137.7, 146.6, 153.1, 166.5 3.22 (s, 3H), 4.26 (q, J=7.13, 2H), 6.43 (d, J=16.06, 1H), 7.12 (t, J=7.92 Hz, 1H), 2H), 7.75 (d, J=16.07, 1H) ppm; 13 C NMR (100 MHz, CDCl 3 ): δ 14. 3, 36.7, 37.0, 60.6, 118.4, 121.2, 126.4, 127.0, 130.5, 134.5, 137.9, 147.7, 153.0, 166.4 3.20 (s, 3H), 4.24 (q, J=7.10, 2H), 6.39 (d, J=15.98, 1H), 1H), 7.49 (d, J=7.29 Hz, 1H), 2H) ppm;
HRMS (ESI
13 C NMR (100 MHz, CDCl 3 ): δ -5.4, -4.8, 14.3, 17.4, 26.7, 36.5, 36.8, 60.4, 119.8, 125.4, 127.9, 128.5, 131.2, 138.4, 138.9, 154.7, 154.8, 166.8 25.6, 36.9, 60.6, 106.4, 108.5, 114.7, 119.4, 123.2, 133.7, 136.9, 150.9, 153.6, 157.9, 158.0, 166.7 36.6, 36.9, 60.5, 120.3, 120.3, 126.1, 127.0, 127.4, 127.4, 128.0, 128.2, 131.0, 134.4, 139.0, 147.3, 154.5, 166.8 3, 22.3, 22.3, 23.2, 29.6, 36.5, 36.8, 60.3, 118.5, 123.8, 125.1, 126.8, 131.0, 138.8, 141.6, 148.5, 153.9, 167 O (0.2 mmol, 2 equiv) and 1,2-dimethoxyethane (0.5 mL) were placed in a glass vial under air. The mixture was heated to 110°C for 30 min. The reaction was then filtered and concentrated in vacuo to give a crude product that was purified by column chromatography.
